reaction mixture was then added triethylamine (0.41 mL, 3.0 mmol, 0.20 equiv). The reaction mixture was heated to 110 ˚C and stirred for 20 minutes. The mixture was cooled to 25 ˚C and diluted with toluene (750 mL). The reaction mixture was then re-heated to 100 ˚C and stirred for 4 days. The mixture was cooled to 25 ˚C and extracted with saturated aqueous NaHCO 3 (7 x 100 mL). To the combined aqueous extracts was added 1 M aqueous HCl until pH = 3. The aqueous layer was then extracted with ethyl acetate (3 x 100 mL). The combined organics were dried over Na 2 SO 4 , and concentrated by rotary evaporation to yield 3.2 g (51%) of 6a as a tan foam.
Major:
1 H NMR (500 MHz, CDCl 3 ) δ 6.93 (d, J = 6.5 Hz, 1H), 6.01 (dd, J = 10.5, 17.5 Hz, 1H), 5.05-5.02 (m, 2H), 3.00-2.94 (m, 2H), 1.68-1.42 (m, 5H), 1.29 (s, 3H), 1.08 (s, 3H), 1.00 (s, 3H); 13 C NMR (125 MHz, CDCl 3 ) δ 172. 7, 170.5, 148.0, 140.0, 111.5, 97.9, 84.7, 59.4, 56.5, 47.9, 39.8, 38.2, 36.8, 29.8, 24.5, 20.5, 18 .4.
Minor:
1 H NMR (500 MHz, CDCl 3 ) δ 6.93 (d, J = 6.5 Hz, 1H), 6.35 (dd, J = 11.0, 17.5 Hz, 1H), 5.09 (d, J = 11.0 Hz, 1H), 5.05-5.02 (m, 1H), 3.00-2.94 (m, 2H), 1.92-1.90 (m, 1H), 1.68-1.42 (m, 4H), 1.26 (s, 3H), 1.08 (s, 3H), 1.00 (s, 3H); 13 C NMR (125 MHz, CDCl 3 ) δ 172. 7, 170.4, 140.4, 140.3, 113.7, 97.4, 84.8, 61.0, 56.6, 48.0, 39.3, 38.7, 37.0, 29.8, 29.5, 24.5, 20.6. FTIR (Neat Film NaCl) 3082, 2967 , 2931 , 1754 , 1741 , 1738 , 1732 , 1708 , 1414 , 1396 , 1219 , 1175 ; HRMS (Multimode-ESI/APCI) m/z calc'd for C 17 tert-Butyldimethylsilyl ester 6b. To a solution of 6a (46 mg, 0.11 mmol, 1.0 equiv) in dimethylformamide (0.30 mL) were added tert-butyldimethylsilylchloride (84 mg, 0.56 mmol, 5.0 equiv) and imidazole (76 mg, 1.1 mmol, 10 equiv). The reaction was warmed to 40 ˚C and then stirred for 12 hours. The reaction mixture was then diluted with saturated aqueous NaCl (1 mL) and extracted with diethyl ether/hexane (1:1) (3 x 2 mL). The combined organic extracts were washed with saturated aqueous KHSO 4 (1 mL) and then with saturated aqueous NaCl (3 x 1 mL). The combined organics were dried over Na 2 SO 4 , and concentrated by rotary evaporation. The crude oil was chromatographed (ethyl acetate in hexane 10⇒50% on SiO 2 ) to yield 39 mg (66%) of 6b as a white powder. Procedure 2. To a solution of 6a (180 mg, 0.43 mmol, 1.0 equiv) in acetonitrile (0.43 mL) was added N-methyl-N-(tert-butyldimethylsilyl)trifluoroacetamide (1.0 g, 4.3 mmol, 10 equiv) at 25 ºC and stirred for 15 minutes. The reaction mixture was diluted with saturated aqueous NaCl (1 mL) and extracted with diethyl ether/hexane (1:1) (3 x 2 mL). The combined organic extracts were washed with saturated aqueous KHSO 4 ( 1 mL ) and then with saturated aqueous NaCl (3 x 1 mL). The combined organics were dried over Na 2 SO 4 , and concentrated by rotary evaporator. 6, 169.1, 149.2, 139.7, 110.5, 98.7, 84.6, 60.4, 56.7, 48.2, 40.1, 38.7, 36.9, 29.8, 25.5, 24.5, 20.7, 18.1, 17.5, -4.8, -4.8 6, 169.3, 141.3, 139.9, 112.9, 98.3, 84.7, 61.8, 56.8, 48.4, 39.6, 39.4, 37.2, 29.6, 25.6, 25.4, 24.4, 20.8, 17.5, -4.9, -4.9. FTIR (Neat Film NaCl) 2959 , 2929 , 2857 , 1760 , 1716 , 1708 , 1471 , 1284 , 1250 , 1173 , 1022 and stirred at room temperature for 1 hour. The mixture was diluted with ethyl acetate (1 mL) and washed with water (4 x 0.5 mL) and concentrated by rotary evaporation. The crude oil was purified by normal phase HPLC to yield 2.1 mg (21%) of transtaganolide C (1a) and 1.1 mg (10%) of transtaganolide D (1b) as white powders. Crystals were grown by slow evaporation from acetonitrile. Procedure 2. In a nitrogen filled glovebox, to a solution of 6b (16 mg, 0.030 mmol, 1.0 equiv) and Pd(t-Bu 3 P) 2 (15 mg, 0.030 mmol, 1.0 equiv) in dimethylformamide (0.30 mL, 0.10 M) was added tributyl(2-methoxyethynyl)stannane (10) (32 mg, 0.090 mmol, 3.0 equiv). The reaction was stirred at 31 ºC for 10 hours. The reaction mixture was then treated with water (30 µL) and stirred at room temperature for 1 hour. The mixture was diluted with ethyl acetate (1 mL) and washed with water (4 x 0.5 mL) and concentrated by rotary evaporation. The crude oil was purified by normal phase HPLC to yield 2.0 mg (19%) of transtaganolide C (1a) and 1.0 mg (10%) of transtaganolide D (1b) as white powders. 8, 162.3, 156.7, 146.5, 138.0, 123.6, 112.8, 87.3, 79.3, 56.3, 53.8, 50.6, 48.1, 38.4, 38.3, 33.3, 29.9, 24.8, 19.9, 19.2; FTIR (Neat Film NaCl) 2965 , 2928 , 2872 , 1791 , 1761 , 1668 , 1619 , 1456 , 1334 , 1267 , 1233 , 1178 , 1115 345.1697, found 345.1703; MP: 135-160 ºC (at these temperatures decarboxylation is thought to occur, as the crystalline sample and the resulting liquid were vigorously bubbling throughout the measurement; thus it is unclear whether thermal decomposition precluded state change). Transtaganolide D (1b). 1 H NMR (500 MHz, CDCl 3 ) δ 7.00 (dd, J = 11.0, 17.5 Hz, 1H), 6.09 (dd, J = 1.0, 6.5 Hz, 1H), 5.15 (dd, J = 1.0, 11.0 Hz, 1H), 5.05 (dd, J = 1.0, 17.5 Hz, 1H), 5.02 (d, J = 1.0 Hz, 1H), 3.73 (s, 3H), 3.13 (s, 1H), 3.06 (d, J = 6.5 Hz, 1H), 1.91 (dt, J = 3.5, 13.5 Hz, 1H), 1.64 (dquint, J = 3.0, 13.5 Hz, 1H), 1.58 (m, 1H), 1.39 (dt, J = 3.5, 13.5 Hz, 1H), 1.33 (dd, J = 4.5, 13.5 Hz, 1H), 1.22 (s, 3H), 1.04 (s, 3H), 0.97 (s, 3H); 13 C NMR (125 MHz, CDCl 3 ) δ 171. 7, 162.6, 156.7, 142.9, 137.7, 123.9, 112.1, 87.3, 79.4, 56.3, 54.0, 53.3, 48.4, 40.5, 38.4, 33.3, 29.9, 28.5, 24.8, 20.5; FTIR (Neat Film NaCl) 2964 , 2929 , 2872 , 1764 , 1760 , 1738 , 1667 , 1620 , 1467 , 1334 , 1267 , 1235 , 1195 , 1177 , 1106 , 1009 5, 166.6, 160.3, 157.9, 151.2, 142.0, 141.3, 128.0, 118.3, 116.1, 70.6, 62.5, 51.7, 42.6, 38.0, 26.8, 16.5, 12.4; FTIR (Neat Film NaCl) 2988 , 2950 , 1738 , 1714 , 1438 , 1366 , 1268 , 1232 , 1126 , 1082 , 1023 169.0, 140.4, 140.0, 113.5, 98.8, 84.3, 60.6, 52.7, 48.0, 39.45, 38.5, 29.8, 20.8, 20.8, 20.8. FTIR (Neat Film NaCl) 3080, 2951 , 1756 , 1739 , 1734 , 1700 , 1559 , 1506 , 1457 , 1211 tert-Butyldimethylsilyl ester 6d. To a solution of 6c (89 mg, 0.11 mmol, 1.0 equiv) in dimethylformamide (0.52 mL) were added tert-butyldimethylsilylchloride (150 mg, 0.97 mmol, 5.0 equiv) and imidazole (130 mg, 1.9 mmol, 10 equiv). The reaction mixture was warmed to 40 C and stirred for 3 hours. The crude mixture was then diluted with saturated aqueous NaCl (1 mL) and extracted with diethyl ether/hexane (1:1) (3 x 2 mL). The combined organic extracts were washed with saturated aqueous NaCl (3 x 1 mL), dried over Na 2 SO 4 , and concentrated by rotary evaporation to yield 76 mg (68%) of 6d as a pale yellow powder. Procedure 2. To a solution of 6c (61 mg, 0.13 mmol, 1 equiv) in acetonitrile (0.13 mL, 1.0 M) was added N-methyl-N-(tert-butyldimethylsilyl) trifluoroacetamide (320 mg, 1.3 mmol, 10 equiv) at 25 ˚C and stirred for 15 minutes. The reaction mixture was diluted with saturated aqueous NaCl (1 mL) and extracted with diethyl ether/hexane (1:1) (3 x 2 mL). The combined organic extracts were washed with saturated aqueous KHSO 4 (1 mL) and then with saturated aqueous NaCl (3 x 1 mL). The combined organics were dried over Na 2 SO 4 , and concentrated by rotary evaporator. The crude oil was chromatographed (ethyl acetate in hexane 10⇒50% on SiO 2 ) to yield 51 mg (66%) of 6d as a white powder. 9, 169.1, 168.9, 148.9, 139.4, 110.7, 99.9, 84.2, 60.4, 53.0, 52.7, 48.0, 44.7, 40.2, 38.5, 25.5, 20.9, 18.2, 17.5, -4.80, -4.80 141.0, 139.7, 113.0, 99.5, 84.3, 61.8, 52.9, 52.9, 48.3, 39.6, 39.0, 29.7, 25.3, 20.9, 20.8, 17.5, -4.90, -4.90. FTIR (Neat Film NaCl) 2951 , 2928 , 2856 , 1767 , 1733 , 1717 , 1447 , 1274 , 1251 , 1215 , 1191 (3a, 14) . In a nitrogen filled glovebox, to a solution of 6d (15 mg, 0.030 mmol, 1.0 equiv) and Pd(PPh 3 ) 4 (35 mg, 0.030 mmol, 1.0 equiv) in dimethylformamide (0.30 mL, 0.10 M) was added tributyl(2-methoxyethynyl)stananne (10) (53 mg, 0.050 mmol, 5.0 equiv). The reaction was stirred at 30 ˚C for 16 hours, then treated with water (30 µL) and stirred at 25 ˚C for an additional 1 hour. The mixture was then diluted with ethyl acetate (1 mL) and washed with water (4 x 0.5 mL) and concentrated by rotary evaporation. The crude oil was purified by normal phase HPLC to yield 0.6 mg (6%) of basiliolide B (3a) and 1.2 mg (12%) of epi-8-basiliolide B (14) as white powders. Procedure 2. In a nitrogen filled glovebox, to a solution of 6b (16 mg, 0.030 mmol, 1.0 equiv) and Pd(t-Bu 3 P) 2 (15 mg, 0.030 mmol, 1.0 equiv) in dimethylformamide (0.30 mL, 0.10 M) was added tributyl(2-methoxyethynyl)stananne (43 mg, 0.12 mmol, 4.0 equiv). The reaction was stirred at 30 ºC for 10 hours, and then an addition aliquot (22 mg, 0.060 mmol, 2.0 equiv) of stannane 10 was added and stirred for an additional two hours. The reaction was treated with water (30 µL) and stirred at 25 ˚C for an additional 1 hour. The crude reaction mixture was diluted with ethyl acetate (1 mL) and washed with water (4 x 0.5 mL) and concentrated by rotary evaporation. . The crude oil was purified by normal phase HPLC to yield 0.6 mg (5%) of basiliolide B (3a) and 1.6 mg (14%) of epi-8-basiliolide B (14) as white powders. 2, 170.1, 162.3, 156.7, 142.7, 139.2, 123.4, 112.3, 87.0, 79.2, 56.4, 53.3, 52.9, 50.0, 44.8, 44.7, 40.2, 38.5, 28.6, 21.0, 20.8; FTIR (Neat Film NaCl) 2951 , 2875 , 1791 , 1761 , 1771 , 1767 , 1733 , 1668 , 1663 , 1456 , 1334 , 1262 , 1230 , 1213 , 1180 , 1107 , 1011 1, 170.1, 162.0, 146.2, 139.5, 123.2, 113.0, 87.0, 79.0, 56.3, 52.9, 50.5, 49.9, 44.7, 44.6, 38.5, 38.2, 21.0, 20.3, 19.3; FTIR (Neat Film NaCl) 2980 , 2951 , 2929 , 1770 , 1767 , 1761 , 1732 , 1668 , 1619 , 1442 , 1335 , 1261 , 1219 , 1182 , 1106 Tributyl(2-methoxyethynyl)stannane (10). To a solution of freshly distilled diethylamine (9.6 mL, 92 mmol, 3.9 equiv) in tetrahydrofuran (300 mL) at 0 ˚C was added n-butyllithium (2.5 M in hexanes, 32 mL, 80 mmol, 3.4 equiv). After stirring for 10 min, 1,1-dimethoxy-2-chloroacetaldehyde (4.0 mL, 26 mmol, 1.1 equiv) was added dropwise to the reaction mixture. The reaction was stirred for 2 hours at 0 ˚C. Tributyltin chloride (6.2 mL, 24 mmol, 1.0 equiv) was then added to the reaction mixture. The reaction was warmed to 23 ºC over 1 hour and stirred for 8 hours. The volatiles were removed in vacuo and the reaction mixture was re-suspended in hexane (30 mL) and filtered through a glass frit under an argon atmosphere. The solution was then re-concentrated by rotary evaporation and distilled by Kugelrohr to yield 6.4 g (78%) of 10 as a colorless oil.
Transtaganolide C (1a

Basiliolide B (3a).
H NMR (500 MHz
1 H NMR (500 MHz, CDCl 3 ) δ 3.87 (s, 3H), 1.54 (m, 6H), 1.33 (sextet, J = 7.5 Hz, 6H), 0.94 (m, 6H), 0.90 (t, J = 7.5 Hz, 9H); 13 
Special Refinement Details
Crystals were mounted on a glass fiber using Paratone oil then placed on the diffractometer under a nitrogen stream at 100K.
Refinement of F 2 against ALL reflections. The weighted R-factor (wR) and goodness of fit (S) are based on F 2 , conventional R-factors (R) are based on F, with F set to zero for negative F 2 . The threshold expression of F 2 > 2σ( F 2 ) is used only for calculating R-factors(gt) etc. and is not relevant to the choice of reflections for refinement. R-factors based on F 2 are statistically about twice as large as those based on F, and R-factors based on ALL data will be even larger. All esds (except the esd in the dihedral angle between two l.s. planes) are estimated using the full covariance matrix. The cell esds are taken into account individually in the estimation of esds in distances, angles and torsion angles; correlations between esds in cell parameters are only used when they are defined by crystal symmetry. An approximate (isotropic) treatment of cell esds is used for estimating esds involving l.s. planes. (1) 1162 (1) 5055 (1) 19 (1) O (2) -56 (1) 1806 (1) 6020 (1) 13 (1) O (3) -1466 (1) 2178 (1) 7396 (1) 19 (1) O (4) -223 (1) 1263 (1) 7857 (1) 18 (1) O (5) 1084 (1) 850 (1) 8621 (1) 20(1) C (1) 126 (1) 1285 (1) 5465 (1) 15(1) C (2) 1354 (1) 928 (1) 5448 (1) 15(1) C (3) 1520 (1) 472 (1) 6129 (1) 16(1) C (4) 1335 (1) 957 (1) 6685 (1) 14(1) C (5) 973 (1) 1863 (1) 6489 (1) 12(1) C (6) 2001 (1) 2267 (1) 6072 (1) 14(1) C (7) 2226 (1) 1707 (1) 5410 (1) 16(1) C (8) 3497 (1) 1372 (1) 5414 (1) 21(1) C (9) 2014 (1) 2184 (1) 4728 (1) 20(1) C (10) 1808 (1) 3218 (1) 5947 (1) 18(1) C (11) 1571 (1) 3682 (1) 6629 (1) 17(1) C (12) 439 (1) 3369 (1) 6992 (1) 14(1) C (13) 598 (1) 2402 (1) 7117 (1) 12(1) C (14) -453 (1) 1977 (1) 7450 (1) 15(1) C (15) 908 (1) 942 (1) 7932 (1) 16(1) C (16) 1599 (1) 731 (1) 7407 (1) 16 (1) (4) 148 (4) 191 (4) 209 (4) 62 (3) 18(3) -6(3) O (5) 237 (4) 214 (4) 149 (4) 33(3) -27(3) -10(3) C (1) 162 (5) 133 (5) 149 (5) 8 (4) 22 (4) -20(4) C (2) 142 (5) 172 (5) 139 (5) -43(4) 4(4) 6(4) C (3) 129 (5) 143 (5) 219(6) -2(5) -9(4) 20(4) C (4) 109 (5) 135 (5) 178 (5) 11(4) -4(4) -12(4) C (5) 89 (4) 143 (5) 126 (5) -13(4) -27(4) -6(4) C (6) 105 (5) 168 (5) 137 (5) -6(4) -7(4) -13(4) C (7) 121 (5) 202 (6) 142 (5) -15(4) 6(4) 4(4) C (8) 137 (5) 301 (7) 198(6) -29 (6) 14 (5) 19(5) C (9) 186 (6) 256 (6) 149(6) -1(5) 8(5) -13(5) C (10) 184 (6) 171 (6) 170 (6) 17 (4) 29 (5) -35(5) C (11) 194 (6) 138 (5) 183 (6) 7(5) -3(5) -25(5) C (12) 144 (5) 125 (5) 145 (5) -5(4) -11(4) 5(4) C (13) 103 (5) 144 (5) 120 (5) 1(4) -11(4) -5(4) C (14) 169 (5) 145 (5) 124 (5) -32(4) -7(4) -17(4) C (15) 163 (5) 129 (5) 185 (6) 
